Abstract: New 1,3-dithiolium derivatives have been synthesized by heterocyclocondensation of various 3-methylpiperidinyl carbodithioates derived from 2-hydroxypropiophenones. Thus, 1,3-dithiolium perchlorates have been obtained by the treatment of the corresponding dithiocarbamates with a mixture of acetic and sulfuric acid, followed by the addition of perchloric acid.
Introduction
One of the most important structural features of heterocyclic compounds, which continues to be exploited to great advantage by the drug industry, lies in their ability to manifest substitutes around a core scaffold in defined three dimensional representations. 1, 2 Synthetic and biosynthetic * Lucian G. Bahrin, e-mail: lucian.bahrin@chem.uaic.ro heterocycles are widely used for therapeutic purposes, such as antibacterial, antifungal, antimycobacterial, trypanocidal, anti-HIV activity, antitubercular, antimalarial, herbicidal, analgesic, antiinflammatory, muscle relaxants, anticonvulsant, anticancer and lipid peroxidation inhibitor, hypnotics, antidepressant, and antitumor agents. [3] [4] [5] [6] [7] Between them, sulfur and nitrogen-containing heterocyclic compounds have maintained the continuous interest of researchers. [8] [9] [10] [11] [12] 1,3-Dithiolium systems are well known for the reactivity of the C(2)-position towards nucleophiles. 13 Besides the synthetic interest for these reactions, it should be noted that the nucleophilic addition of the purinic bases of DNA to the model compounds was postulated as the Maxam-Gilbert mechanism for the biological activity of electrophilic substrates. 14 On the other hand, 1,3-dithiolium salts are well-known precursors of tetrathiafulvalenes (TTF), which in turn are notable -electron donors in organic metals. 15, 16 Although tetrathiafulvalenes are well-known electron donor systems, a variety of acceptor units have been investigated, special attention being paid to cationic systems.
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Of special interest are systems where the donor moiety is linked through a -or -bonded bridge to the acceptor moiety. [18] [19] [20] [21] [22] Heteroatoms may act as auxiliary donors or acceptors and improve the overall polarizability of the chromophore. In this context, investigations on a series of (1,3-dithiolium-2-yl)phenolates showed that 1,3-dithiolium ions can also serve as an acceptor moiety in intramolecular charge-transfer systems. 23 In view of the above facts, we decided to investigate the synthesis of new 1,3-dithiolium systems bearing a 3-methylpiperidinyl moiety at the 2-position using 2-hydroxypropiophenone derivatives as starting materials.
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These systems can be of interest from both medicinal and synthetical points of view.
Results and Discussion
The synthesis of 2-dialkylamino-1,3-dithiolium salts is well-known in the literature. 24, 25 The most used method consists in the heterocyclocondensation of the corresponding dithiocarbamates. [26] [27] [28] [29] The synthetic sequence of the target compounds is described in Scheme 1. 
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The presence of a hydroxy substituent in an ortho-position induces an extended delocalization of the negative charge up to the C(4)-C(5) bond of the dithiolium ring. 
1-(5-Bromo-2-hydroxyphenyl)-1-oxopropan-2-yl-(3-methylpiperidin-

1-yl)-1-carbodithioate (3a); General Procedure:
To a solution of 2-bromo-1-(5-bromo-2-hydroxyphenyl)propan-1-one (3.08 g, 0.01 mol) in acetone (30 mL) a solution of 3-methylpiperidinium N-(3-methylpiperidinyl)carbodithioate (2) (2.75 g, 0.01 mol) in acetone-water (1:1, 50 mL) was added. After 5 min under stirring at rt the precipitate was filtered, washed with water and dried off. Recrystallization from i-propyl alcohol (50 mL) gave colorless crystals; yield 2.81 g (70% 
1-(3-Bromo-2-hydroxy-5-methylphenyl)-1-oxopropan-2-yl-(3-
methylpiperidin
4-(5-Bromo-2-hydroxyphenyl)-5-methyl-2-(3-methylpiperidin-1-yl)-1,3-dithiol-2-ylium perchlorate (4a); General Procedure:
To a mixture of H 2 SO 4 -AcOH (1:3, 3 mL) carbodithioate 3a (0.4 g, 1 mmol) were added in several portions. The reaction mixture was stirred for 30 min at 80 °C. After cooling to room temperature, HClO 4 (70%, 0.5 mL) was added and the crude 4a was precipitated with water (100 mL). This was filtered off, dried, and recrystallized from EtOH (30 mL) to give the pure product as colorless crystals; yield 0.34 g (70%). 
4-(3-Bromo-2-hydroxy-5-methylphenyl)-5-methyl-2-(3-
4-Bromo
To a saturated sodium hydrogencarbonate solution (30 mL) perchlorate 4a (0.48 g, 1 mmol) was added. Carbon dioxide evolved and the reaction mixture became yellow. After 2 h under vigorous stirring at room temperature, the yellow solid was filtered off, washed with water, and dried.
Recrystallization from DMF gave yellow crystals; yield 0.38 g (100%). 
6-Bromo-4-methyl-2-[5-methyl-2-(3-methylpiperidin-1-yl)-1,3-dithiol-2-ylium-4-yl]phenolate
Conclusions
The synthesis of a new class of 4-[2-(3-methylpiperidin-1-yl)-1,3-dithiol-2-ylium-4-yl] phenolates has been accomplished by the heterocyclization of the corresponding phenacyl carbodithioates. The latter compounds have been synthesized following regioselective bromination of various propiophenones.
